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(54) METHOD FOR GENERATING WATER FOR SEMICONDUCTOR PRODUCTION 



(57) Process for generating moisture for use in sem- 
iconductor manufacturing, the process comprising feed- 
ing hydrogen and oxygen into a reactor provided with a 
platinum-coated catalyst layer on an interior wall, thus 
enhancing the reactivity between hydrogen and oxygen 
by catalytic action and instantaneously reacting the 
reactivity-enhanced hydrogen and oxygen at a temper- 
ature below the ignition point to produce moisture with- 
out undergoing combustion at a high temperature, 
wherein the amount of unreacted hydrogen occurring in 
the generated moisture in starting up or terminating the 
moisture generating reaction is minimized and wherein 



undesired reactions such as undesired silicon oxide film 
coating are avoided. When the generation of moisture is 
started up by feeding hydrogen and oxygen into the 
reactor provided with a platinum-coated catalyst layer 
on the inside wall thereof, oxygen first starts to be fed 
and, some time after that the supply of hydrogen is 
begun. In terminating the moisture generating operation 
by cutting off the supply of hydrogen and oxygen into 
the reactor, the feeding of hydrogen is first stopped and, 
some time after that the supply of oxygen is shut off. 
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Description 

Held of the invention 

5 [0001] This invention relates to improvements in a method of operating a reactor for the generation of water that is 
intended for use in semiconductor manufacturing operations. More particularly, the present invention relates to the pro- 
cedure for generating moisture for use in oxide film coating in a reaction chamber. This procedure may be referred to 
as a moisture oxidation method, a wet oxygen oxidation method, or a steam oxidation method. 

w Background o f the Invention 

[0002] In the manufacture of semiconductor elements, the conventional so-called dry oxygen oxidation method of sil- 
icon oxide film coating by thermal oxidation has been largely replaced by the moisture oxidation process, which is also 
called the wet oxygen oxidation method and the steam oxidation method. The moisture oxidation method provides a sfl- 
15 icon oxide film which is superior to that obtained by the dry oxygen oxidation method in such properties as insulation 
strength and masking effect. 

[0003] Applicants had earlier developed a reactor for the generation of moisture by the aforesaid moisture oxidation 
method, as illustrated in Figure 1 0. This was a supply source of super high-purity water for use in silicon oxide film coat- 
ing. The reactor was disclosed in unexamined Japanese patent application No. 08-242246. Reactor 1 as shown in Rg- 

20 ure 10 comprises heat-resistant reactor structural components 2 and 3, a gas feed joint 4 and a moisture gas take-out 
joint 5 provided on reactor structural components 2 and 3, a reflector unit 9 on the inlet side provided inside first reactor 
structural component 2 opposite a feed gas passage 4a and a reflector unit 12 on the outlet side provided inside the 
second reactor structural component 3 opposite a moisture outlet passage 5a, a diffusion filter 1 0 provided between the 
two reactor structural components 2 and 3, and a platinum-coated catalyst layer 1 3 provided on an inside surface of the 

25 second reactor structural component 3. 

[0004] The platinum-coated catalyst layer 13, which is formed on the inside wall surface of reactor structural compo- 
nent 3, is of a double layer construction, having a barrier coat 13a with a platinum coat 1 3b formed thereupon. The bar- 
rier coat 13a is formed of a nitride such as TIN, on which the platinum coat 13b is fixed by a vapor deposition technique 
or an ion coating technique. 

30 [0005] In the arrangement depicted in Rgure 10, hydrogen and oxygen are fed into reactor 1 through gas feed pas- 
sage 4a and diffused by a gas diffusion means 8 which comprises the inlet reflector unit 9, the filter 10, and the outlet 
reflector unit 12. The hydrogen and oxygen then come into contact with platinum-coated catalyst layer 13. Upon coming 
into contact with the platinum-coated catalyst layer 13, hydrogen and oxygen are enhanced in reactivity by catalytic 
action, being transformed into what is referred to as a radicalized state Radicalized, hydrogen and oxygen react instan- 

35 taneously with one another to produce water without undergoing combustion at a high temperature 

[0006] The reactor as shown in Figure 10 is recognized as constituting a significant advance in semiconductor man- 
ufacturing technology. The reactor can be built in a substantially reduced size but can produce super high-purity water, 
or a mixture gas of super high-purity water and oxygen, at the rate of 1000 seem or cc/minute in terms of the standard 
conditions with a high level of reactivity and response characteristics or responsiveness. To illustrate, three cases of 

40 moisture generation will be described using a reactor 1 having the construction shown in Figure 10. The reactor 1 used 
was about 134 mm in outside cfiameter, about 70 mm in thickness, and about 490 cubic centimeters (cc) in inside vol- 
ume. 

[0007] The material gases of hydrogen and oxygen are fed at three different rates: Case A, hydrogen at 1 000 seem 
and oxygen at 1000 seem; Case B, hydrogen at 1000 seem and oxygen at 500 seem; and Case C, hydrogen at 1500 
45 seem and oxygen aft 500 seem. The reactor turns out approximately 1 000 seem of a mixed gas of water and oxygen in 
Case A, approximately 1 000 seem of water in Case B, and approximately 1 000 seem of a mixed gas of water and hydro- 
gen in Case C, all at a reactor temperature of about 400°C with a moisture generation reaction rate of approximately 99 
percent 

[0008] Rgure 1 1 illustrates changes with time in moisture generation reaction rate at a reactor temperature of about 
so 400°C in the aforesaid reactor. Rgure 1 1 demonstrates that the reactor can produce super high-purity moisture with a 
moisture generation reaction rate of approximately 98.5 to 99.0 percent, whether the material gas mixture is oxygen- 
rich as in Case A or hydrogen-rich as in Case C. 

[0009] However, it has been found that reactor 1 as illustrated in Rgure 10 can be improved, particularly with regard 
to safety. That is, it is difficult to raise the moisture generation reaction rate to more than approximately 99.0 percent 
55 when the reactor is operated at a temperature not higher than about 400°C and at a moisture generation rate of more 
than approximately 1000 seem. This leaves approximately one percent of the oxygen and hydrogen unreacted in the 
moisture which is generated. As a result it is impossible to extract hydrogen free moisture or a mixture of hydrogen-free 
moisture and oxygen and to eliminate the possible danger of explosive combustion of hydrogen in the oxidation cham- 



2 




EP0 922 667A1 

ber where the mixture is introduced. 

[001 0] Another problem with the configuration of reactor 1 as illustrated in Figure 1 0 is responsiveness in the reaction 
of oxygen and hydrogen to produce moisture. Even where the moisture generation reaction rate can be raised to 
approximately 99.8 percent in normal operation to minimize the amount of unreacted hydrogen flowing into the cotida- 
5 tion chamber, the reaction rate cannot necessarily be maintained at that high level at the times when the reactor 1 is 
started up or shut down. There is thus still a concern that unreacted hydrogen can flow into the oxidation chamber at 
these times. 

[001 1] The region indicated by the letter J in Figure 12 shows the moisture generation responsiveness (i.e., transi- 
tional changes in the contents of oxygen and hydrogen in the moisture generated and the amount of the generated 

io moisture) in which feeding of hydrogen and oxygen into the reactor as shown in Figure 10 is simultaneously (time dif- 
ference = 0 seconds) started and stopped. The measurements were taken using a quadrupole mass spectrometer (Q- 
mass spectrometer). In the region indicated by the letter J, the amount of unreacted hydrogen in the generated moisture 
peaked at A1 and A2, that is, at the time the feeding of the material gas mixture was started and also suspended. The 
measurements shown in Figure 1 2 were taken with a material gas mixture of 1000 seem of hydrogen and 600 seem of 

is oxygen (a 20 percent oxygen rich mixture). The reactor terrperature was 400°C. The nitrogen gas indicated in the Fig- 
ure, fed at the rate of approximately 1000 seem, was to purge the reactor 1. The feecfing of the nitrogen gas was 
stopped at the time that oxygen and hydrogen feeding began, and was resumed at the same time that the supply of 
oxygen and hydrogen was suspended. 

[001 2] While it is not dearly known why the amount of unreacted hydrogen in the generated moisture reaches a peak 
20 at A1 and A2 when the feeding of hydrogen and oxygen is started and suspended, it is found that as the richness of 
hydrogen in the material gas mixture gets higher, the peaks A1 and A2 get higher. 

[0013] That the amount of unreacted hydrogen rises when the reactor for the generation of moisture is started or 
stopped is a problem that cannot be ignored, because this phenomenon exposes equipment using the moisture gener- 
ated, such as the silicon oxidation chamber, to danger. Accordingly, the inventors conducted extensive experiments 

25 seeking to determine why the amount of unreacted hydrogen in the moisture that was generated peaked at the time of 
start-up or suspension of the operation of the moisture generation reactor, and how that could be prevented. 
[0014] As a result, the inventors have discovered that the hydrogen peak in the generated moisture could be mini- 
mized by starting to feed hydrogen after starting to feed oxygen at the start-up time and terminating the feeding of 
hydrogen before terminating the supply of oxygen at the time of suspension of moisture generation. But the problem is 

30 that if the feeding of hydrogen is delayed at moisture generation start-up time, unreacted oxygen can flew into the oxi- 
dation chamber. That will put the silicon element of an oxidation film coating process into dry oxygen oxidation. As a 
result, oxidation film coating by the moisture oxidation process is hindered. On the other hand, suspending the supply 
of hydrogen earlier than suspension the supply of oxygen has little adverse effect on the film coating process because 
the formation of silicon oxide film has been completed by that time, However, the loss of oxygen increases and the oper- 

35 ating rate of the silicon oxidation chamber decreases. 

[001 5] The present invention addresses these problems encountered with the reactor 1 illustrated in Figure 1 0. 

Summary of the Invention 

ao [0016] tt is an object of the present invention to solve problems associated with the reactor for the generation of mois- 
ture as shown in Figure 1 0. Among the problems, when the feeding of hydrogen is overly delayed at the time of starting 
the moisture generating operation in order to secure the safety of the silicon oxidation chamber, a silicon film coating 
process by dry oxygen oxidation will take place, adversely affecting the quality of the silicon oxide ftm. Also, if the supply 
of hydrogen is stopped earlier than suspension of the supply of oxygen at the termination of the operation, the con- 

45 surrption of oxygen will rise with the operating rate of the silicon oxidation chamber dropping. 

[001 7] It is an object of the present invention to provide a process for generating moisture, for use in semiconductor 
manufacturing, that solves the aforementioned problems. The process comprises the steps of commencing the supply 
of hydrogen a minimum required time after commencing the supply of oxygen in starting up the reactor, and suspending 
the supply of hydrogen a minimum required time before suspending the supply of oxygen in terminating the operation. 

so This effectively reduces an amount of unreacted hydrogen in the moisture, thus raising the safety of the silicon chamber, 
and at the same time keeps the quality of silicon oxide film at a high level and keeps down the consumption of oxygen. 
[0018] To solve the foregoing problems, extensive experiments were conducted using a testing unit as illustrated in 
Figure 1 to study moisture generation responsiveness. In the experiment, oxygen and hydrogen at various mixing ratios 
were fed into the moisture generation reactor to determine the moisture generation responsiveness at the start-up time 

55 and at the termination time of operation. 

[001 9] In Figure 1 , reference numeral 1 indicates a reactor ol the construction illustrated in Figure 1 0; MFC1 to MFC3, 
mass flow controllers; V1 to V6, valves; SV, a suction-regulating valve; E. a Q-mass spectrometer; P, a vacuum pump 
(rotary pump); D, a turbo molecular pump; and R, a moisture-collecting reservoir. Moisture is condensed at room tem- 
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perature and the condensed moisture is collected. 

[0020] For determination of the responsiveness at the time of starting up the operation, the flow rates of hydrogen; 
oxygen, and nitrogen were set by means of the mass flow controllers MFC1 to MFC3, at three different levels, i.e. 
Cases 1 , 2, and 3. For determination of the responsiveness at the time of terminating the operation, two different levels 
5 were set. i.e., Cases 4 and 5. 



75 





Hydrogen 


Oxygen 




Nitrogen 


Case 1 


1000 seem 


600 seem 


1 000 seem 


Case 2 


1000 seem 


1000 seem 


1000 seem 


Case 3 


500 seem 


600 seem 


1000 seem 


Case 4 


1000 seem 


600 seem 


1000 seem 


Case 5 


1000 seem 


600 seem 


15000 seem 



[0021 ] First, in Cases 1 , 2, and 3, where the responsiveness was measured at the start-up time, the concentrations 

20 of hydrogen, oxygen, water, and nitrogen in the generated moisture were determined by Q-mass spectrometry with the 
measuring interval (measuring time) regulated to one second by actuating suction valve SV. The determination was 
made with the feeding of the material gases changed in four different modes by manipulating the valves V1 to V3: simul- 
taneously supplying oxygen and hydrogen (indicated by the letter J in Figures 2 to 4), delaying feeding of hydrogen one 
second (indicated by the letter K), delaying the feeding of hydrogen by two seconds (indicated by the letter L), and 

25 delaying the feeding of hydrogen three seconds (indicated by the letter M). The Q-mass spectrometer used was a 
model MSQ-150A Quadripole Mass Analyzer manufactured by ULVAC Corporation of Japan. In using the Q-mass 
spectrometer, moisture, if present in the atmosphere, will be decomposed, boosting the hydrogen background There- 
fore, the analyzer is not very high in accuracy, but ft can detect a change in hydrogen content exceeding 0.1 percent, 
and thus serves the purpose of the present experiments. 

30 [0022] In these experiments, the supply of oxygen and hydrogen was simultaneously stopped when the reactor 1 was 
put out of operation. Nitrogen was used for purging the reactor. The moment the feeding of oxygen was started, the 
valve V3 was closed to stop the supply of nitrogen. At the same time that the supply of hydrogen and oxygen was sus- 
pended, the valve V3 was opened to start supplying nitrogen to the system. The valves V1 to V3 were switched between 
the fully opened position and the fully dosed position. The start-up and cut-off of the feeding of oxygen, hydrogen, and 

35 nitrogen were relatively sudden. 

[0023] Figure 2 shows the results of measurements taken by Q-mass spectrometry when the rector for the generation 
of moisture was started in Case 1 , Figure 3 shows the results in Case 2, and Figure 4 illustrates the measurements in 
Case 3. Figures 2 to 4 show that if commencement of the feeding of hydrogen is delayed by at least two seconds as 
against the feeding of oxygen in starting up the reactor for the generation of moisture, the amount of hydrogen in the 

40 generated moisture will have no peak A t . It is also indicated that where the oxygen richness is high, as in Case 2 (Fig- 
ure 3) and Case 3 (Figure 4), delaying commencement of the supply of hydrogen by about one second is enough. 
[0024] It is noted that in measurements in Figure 2 (Case 1) to Figure 4 (Case 3), the valves V1 to V3 were quickly 
switched from the fully closed position to the fully opened position to make a sudden start of full feeding of oxygen and 
hydrogen. But if the feeding of hydrogen and oxygen at the start-up time is gradually increased by using mass flow con- 

45 trailers MFC1 and MFC2 in what is called a stow start, the peak A-) of the hydrogen amount in the generated moisture 
will be smaller. That can make the required delay time shorter than approximately two seconds needed in Figure 2 
(Case 1) and approximately one second needed in Figure 3 (Case 2) and Figure 4 (Case 3). 
[0025] In Cases 4 and 5 V where the responsiveness was measured at the time of suspending the operation of the 
reactor, also, the concentrations of hydrogen, oxygen, water, and nitrogen in the generated moisture were determined 

so by Q-mass spectrometry with the measuring interval (measuring time) regulated to one second by actuating the suction 
valve SV. The determination was made with the feeding of the material gases changed in three different modes by 
manipulating the valves V1 to V3 as operation of the reactor for moisture generation was terminated: suspending the 
feeding of hydrogen two seconds earlier than suspending the feeding of oxygen (indicated by the letter N in Figure 5), 
suspending the feeding of hydrogen five seconds earlier (indicated by the letter O in Figure 5), and suspending the feed- 

55 ing of hydrogen ten seconds earlier (indicated by the letter P in Figure 5). The other details, including the switching 
operation of the valves V1 to V3, were identical with those for determination of responsiveness in the start-up. It is also 
noted that the feeding of hydrogen was started 20 seconds after oxygen feeding in the start-up of the reactor. 
[0026] Figures 5 and 6 show the results of measurements taken by Q-mass spectrometry under the conditions of 
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Case 4 and Case 5 when the moisture generation reactor was stopped. It is shown that where the flow rate of the purg- 
ing gas nitrogen is relatively small at 1000 seem as in Case 4 (Figure 5). suspending the feeding of hydrogen approxi- 
mately two seconds earlier than suspending oxygen feeding can bring down the peak A2 of hydrogen in the generated 
moisture to an almost negligible level. 

5 [0027] In Case 5 (Figure 6). where the flow rate of the purging gas nitrogen is approximately 1 5 times higher (1 5.000 
seem), hydrogen and oxygen in the reactor 1 will be instantaneously blown out unreacted into the generated moisture 
by the purging gas nitrogen, because the time for hydrogen and oxygen to react will be shortened by the sudden rush 
of the purging gas, with the flow velocity of hydrogen and oxygen suddenly rising several times or more to reduce the 
concentration. That makes it difficult for the two elements to react with one another. For that reason, it is necessary to 

10 suspend the feeding of hydrogen approximately five seconds earlier in Case 5. 

[0028] It is noted that as with hydrogen and oxygen, the full feeding of nitrogen abruptly starts up with the valve V3 
switched from the fully closed position to the fully opened position. If the feeding of nitrogen is gradually increased by 
using a mass flow controller MFC3 in what is called a slow start, the peak Ag of the hydrogen amount in the generated 
moisture will be smaller. That can shorten the required time of approximately f ive seconds by which time the suspension 

15 of hydrogen feeding is advanced as against the suspension of oxygen feeding. 

[0029] Also, even when the feeding of hydrogen is stopped a little too early in terminating the generation of moisture, 
the adverse effect on the silicon oxide film coating is relatively small. This is because the outer surface of the silicon is 
already coated with a silicon oxide film by the moisture oxidation process, and hardly any film coating by a dry oxygen 
oxidation will then take place. 

20 [0030] The present invention is founded on the moisture generation responsiveness results determined by using the 
Q-mass spectrometer, as outlined above. 

[0031] The present invention provides a process, for the generation of moisture for use in semiconductor manufactur- 
ing, comprising the steps of feeding hydrogen and oxygen into a reactor provided with a platinum-coated catalyst layer 
on an interior wall, enhancing the reactivity of hydrogen and oxygen by catalytic action, and allowing the reactivity- 

25 enhanced hydrogen and oxygen to react instantaneously at a temperature below the ignition point to produce moisture 
without undergoing combustion at a high temperature, wherein hydrogen is fed initially only after oxygen has begun to 
be fed in starting up the moisture generation operation. It is preferred that hydrogen be fed only at least one second 
after oxygen has begun to be fed and, most preferably, only from one to two seconds, after oxygen has begun to be fed 
in starling up the moisture generation operation. 

30 [0032] The present invention also provides a process, for the generation of moisture for use in semiconductor manu- 
facturing, comprising the steps of feeding hydrogen and oxygen into a reactor provided with a platinum-coated catalyst 
layer on an interior wall, enhancing the reactivity of hydrogen and oxygen by catalytic action, and allowing the reactivity- 
enhanced hydrogen and oxygen to react instantaneously at a temperature below the ignition point to produce moisture 
without undergoing combustion at a high temperature, wherein the feeding of hydrogen is stopped before the feeding 

35 of oxygen is stopped in terminating the moisture generation operation. It is preferred that the feeding of hydrogen be 
stopped at least two seconds before the feeding of oxygen is stopped. 

[0033] In both of these aspects of the present invention, the temperature of the reactor is preferably held at not higher 
than 500°C. Also in both of these aspects of the present invention, the reactor is made of stainless steel and the plati- 
num-coated catalyst layer is made up of a platinum coat fixed on a barrier coat of nitride formed on an inside wall of an 
40 interior space of the reactor. 

Brief Description of the Drawings 

[0034] 

45 

Figure 1 is a schematic system diagram of a testing apparatus for moisture generation responsiveness. 
Figure 2 is a diagram showing the measurement results of moisture generation responsiveness in Case 1 . 
Figure 3 is a diagram showing the measurement results of moisture generation responsiveness in Case 2. 
Figure 4 is a diagam showing the measurement results of moisture generation responsiveness in Case 3. 
so Figure 5 is a diacpam showing the measurement results of moisture generation responsiveness in Case 4. 
Figure 6 is a diagram showing the measurement results of moisture generation responsiveness in Case 5. 
Figure 7 is a schematic diagram illustrating an embodiment of the present invention. 

Figure 8 is a vertical sectional view shewing another example of a moisture generation reactor to which the present 
invention is apptied. 

55 Figure 9 is a vertical sectional view showing still another example of a rector for moisture generation to which the 
present invention is applied. 

Figure 10 is a vertical sectional view showing a reactor, disclosed in a previous patent application, for the genera- 
tion of moisture to which the present invention is applied. 
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Figure 1 1 depicts curves showing the moisture generation reaction rate of the reactor for the generation of moisture 
shown in Figure 10. 

Figure 12 depicts curves showing the moisture generation responsiveness at the time of start-up and cutoff of the 
feeding of hydrogen and oxygen into the reactor shown in Figure 1 0. 

5 

Detailed Description of Preferred Embodiments 

[0035] In the embodiment shown in Figure 7, the reactor 1 as illustrated in Figure 10 is used (Example 1). it is also 
possible to use many other reactor configurations, including the reactors shown in Figure 8 (Example 2) and Figure 9 
w (Example 3). 

EXAMPLE 1 (Reactor of Figure 10) 

[0036] Figure 7 is a schematic diagram illustrating an embodiment of the present invention, showing the flow system 
is of the reactor for the generation of moisture for use in semiconductor manufacturing, to which the present invention is 
applied. In Figure 7, H 2 indicates hydrogen; Og. oxygen; hfe, purging nitrogen gas; MFC1 to MFC5, mass flow control- 
lers; Vj to V 7 , valves; T1 to T6. thermocouples to measure the temperature; CV1 to CVS, check valves; F1 to F3, filters; 
Hi and H,\ gas preheater coils; Mx1 , an oxygen-hydrogen mixer; Mx2, an oxygen-water mixer; 1 , the reactor; and SM, 
semiconductor manufacturing facilities. 
20 [0037] The flow rate ratios of hydrogen and oxygen which are fed into reactor 1 are set properly, for instance, to 1000 
scan: 500 seem or 1 000 seem: 600 seem. Generally, a 20 percent excess of oxygen is present in the gas mixture that 
is sent into the reactor. In the present embodiment, the feeding pressure of oxygen and hydrogen is set at 1.0 to 3.0 
kg/dm 2 *g. The flow rate of oxygen is set to about 600 s(OTwhfle the flew rate of hydrogen is set to approximately 1000 
seem, and approximately 1000 seem of moisture is generated. 
25 [0038] The gas preheating coils and are to heat the mixture gas or oxygen to a desired temperature not higher 
than 200°C. Reactor 1 is provided with a heater and, as necessary, a cooling unit so that if the reaction heat pushes up 
the temperature in the reactor in operation to over 500°C (which rarely happens, though), the cooling unit will be acti- 
vated to bring the temperature down below 500°C. 

[0039] The mixture in the mixer Mx2 provided near the outlet of the reactor is constantly maintained at approximately 
30 120°C to prevent water from condensing on the pipe wall. Heat is provided as necessary. 

[0040] In the present embodiment hydrogen and oxygen are fed in a gaseous form. Those material gases may, how- 
ever, be in a liquefied form. Also, hydrogen and oxygen are premixed in mixer Mx1 before being fed into reactor 1 . 
Hydrogen and oxygen may, however, be sent into the reactor separately and mixed in the reactor 1 . 
[0041] ft is also noted that moisture from the reactor is mixed with oxygen in the mixer Mx2. In place of oxygen, other 
35 gases such as an inert gas and N2O may be used as diluent N2O is used to improve the interfacial characteristics 
between Si and S1O2. 

[0042] In the present invention, before starting up moisture generation reactor 1, equipment such as the mass flow 
controllers MFC1 to MFC4 and temperature controllers are f irst prepared for operation, while valves V2, V5 f and V7 are 
opened and valves V1 , V3, V4, and V6 are closed, to purge the system with nitrogen gas. Then valves V2, V5, and V7 
40 are closed. At the same time, or after a lapse of a certain time, valves V3 and V6 are opened to first feed oxygen into 
the system. Then, after a specific set time; preferably at least one second after the opening of valves V3 and V6, valve 
VI is opened to fad hydrogen into the system 

[0043] The feeding of hydrogen is started after the feeding of oxygen is started at the time of initiation of the moisture 
generation reactor to keep down the peak A 1 of unreacted H t in the moisture which is generated, as mentioned above. 

45 Delaying the feeding of hydrogen by approximately one second can bring down the peak A 1 of unreacted H2 to a neg- 
ligible level in the case of a reactor having the construction and capacity (about 1 000 ccm) used in the present example. 
That delay time can be shortened to not longer than one second if the gas supply system is configured so that when 
the valves V1 and V3 are opened, the flow of hydrogen and oxygen increases gradually to reach a specific level, by 
actuating mass flow controllers MFC1 and MFC3. 

so [0044] K, however, the start of hydrogen feeding is delayed too much after the start of oxygen feeding, dry oxygen 
oxidation of silicon can take place, as discussed above. It is most desirable to start hydrogen feeding one to two sec- 
onds after the start of oxygen feeding. 

[0045] At the time of shutting down the moisture generation reactor, valve V1 is first closed to stop the supply of hydro- 
gen. A specific set time after that preferably approximately 2 seconds thereafter, Valve V3 is shut to stop the flow of 
55 oxygen. Cutting off the flow of hydrogen earlier cart keep down the peak A2 of unreacted Kfe in the generated moisture 
when shutting down the reactor. In case valves V1 andV3 are switched from the fully closed position to the fully opened 
position, if the flow of hydrogen is cut off approximatery two seconds earlier, the peak Ag of unreacted H2 can be low- 
ered to a negligible level. 
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[0046] If the supply of nitrogen is gradually increased by using mass flow controller MFC2 in the supply line in what 
is called a slow start, the peak A t of unreacted Ha amount in the generated moisture further drops. 
[0047] When terminating the operation of the reactor 1 . even if the suspension of the supply of oxygen is long delayed 
after the suspension of the supply of hydrogen, that is, the supply of hydrogen is suspended too prematurely, it will have 
5 little effect on the quality of silicon oxide film, as mentioned above. Therefore, to secure the safety of the operation, it 
may be desirable to stop the flow of hydrogen slightly too early. But that means an increase in the consumption of oxy- 
gen. Hence, it is preferable to stop the oxygen approximately two second after the suspension of the supply of hydro- 
gen. 

w EXAMPLE 2 (Reactor of Figure 8) 

[0048] Referring to Figure 8: reference numeral 1 indicates a reactor; la, the interior space of the reactor; 2 and 3, 
reactor structural components; 2a and 3a, bottom walls of the reactor; 2c and 3c gas passages; 4, a gas supply joint; 
5, a moisture gas take-out joint; 5a, a moisture gas outlet passage; 6, a f ater flange; 7, reactor mounting bolts; 8, gas 
is diffusion means; 9, a reflector unit on the inlet side; 10, a filter; 1 1 , a flange filter receiver; 1 2, a reflector unit on the out- 
let side; 13, a platinum-coated catalyst layer; and Q, a gap passage. 

[0049] Reactor 1 of Figure 8 is short and cylindrical in shape, and is made up of two reactor structural components 2 
and 3 welded together to be air tight The two reactor structural components are made of stainless steel and are shaped 
roughly in the same form. 

20 [0050] Gas diffusion means 8 includes the inlet reflector unit 9, the filter 1 0, and the outlet reflector unit 1 2, all provided 
inside of the reactor 1. Inlet reflector unit 9 is made up of a casing 9a and a reflector 9b blocking the inside end of the 
casing 9a. Inlet reflector unit 9 is provided with side openings 9c on the outer circumferential wall of casing 9a. Inlet 
reflector unit 9 is mounted at the position facing gas teed passage 2c, which is provided at the bottom of reactor struc- 
tural component 2. Inlet reflector unit 9 is positioned concentrically with respect to gas feed passage 2c and is welded 

25 to structural component 2. Filter 10 is a stainless steel diffusion filter having through pores not larger than 200 microns 
in diameter. The diffusion filter 10 used in the present example is a mesh titer with a mean diameter of 2 microns. A 
stainless steel filter flange 6 is welded around the outer edge of the filter 1 0. By means of that filter flange 6, filter 1 0 is 
welded to reactor structural components 2 and 3. 

[0051] The outlet reflector unit 12 used in the present example is made of stainless steel (J IS designation SUS 316 
30 L) and is shaped in the form of a partial spherical shell circular in peripheral shape and having a thickness of about 2 
mm This ouinet reflector unit 12 has the same radius of curvature as the curved surface of bottom wall 3a or the con- 
cave surface of reactor structural component 3. This outlet reflector unit 12 is provided inside the reactor 1 and is posi- 
tioned opposite the moisture gas outlet passage 3c in the bottom wall of the reactor structural component 3. Held apart 
from the inside wall of bottom wall 3a by a gap G of approximately 1 mm, the outlet reflector unit 12 is welded to the 
35 inside wall or reactor structural component 3 by means of four tegs that are provided on the periphery of the unit 1 2. 
[0052] The reactor 1 of Figure 8 is 134 mm in outside diameter and approximately 70 mm in thickness. The volume 
of the interior space is about 390 cm 3 . The catalyst layer is about 1 39 cm 2 in area This reactor 1 can generate not less 
than 1000 seem of moisture. 

40 EXAMPLE 3 (Reactor of Figure 9) 

[0053] Figure 9 shows another type of the reactor 1 to which the present invention is applicable. In this reactor 1 , the 
bottom walls 2a and 3a of structural components 2 and 3 areflat on the surface rather than spherical. The inlet reflector 
unit 9 and the outlet reflector unit 12 are flat disks made of stainless (JIS designation SUS 316 L). Thus, the thickness 

45 of the reactor 1 is reduced. The other parts such as the titer 1 0 and the platinum-coated catalyst layer 1 3 in this mois- 
ture generation reactor 1 are identical in instruction to those of the reactor 1 shown in Figure 8. 
[0054] In Figure 9, the inlet reflector unit 9 and the outlet reflector unit 1 2 are of about the same diameter. The outlet 
reflector unit 12 may be enlarged to approximately 90 mm in diameter. The moisture generation reactor 1 of Figure 9 is 
1 14 mm in outside diameter and approximately 31 mm in thickness. The volume of the interior space is about 86 cm 3 . 

so The catalyst layer is about 99 cm 2 in area. This reactor 1 can generate not less than 1 000 seem of moisture. 

SUMMARY OF BENEFITS 

[0055] The present invention provides a process for generating moisture for use in semiconductor manufacturing, 
55 comprising the steps of feeding hydrogen and oxygen into a reactor provided with a platinum-coated catalyst layer on 
the wall of its interior space, enhancing the reactivity of hydrogen and oxygen by catalytic action, and allowing the reac- 
tivity-enhanced hydrogen and oxygen to react instantaneously at a temperature below the ignition point to produce 
moisture without undergoing combustion at a high temperature, wherein hydrogen starts to be fed after oxygen has 
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started to be fed when starting up the moisture generation operation, or wherein the feeding of hydrogen is stopped 
before the feeding of oxygen is stopped when bringing the moisture generation operation to an end. This invention can 
reduce to a negligible level the amount of unreacted hydrogen found in the moisture generated at the time of starting 
up or stopping the reactor, thus greatly ensuring the safety of semiconductor manufacturing facilities such as the silicon 
5 oxidation chamber. 

[0056] The present invention provides a process for generating moisture for use in semiconductor manufacturing 
which further ensures safety at the time of starting up the reactor and reduces that amount of unreacted oxygen as sup- 
plied, thus preventing silicon oxide film coating by dry oxygen oxidation and maintaining the quality of silicon oxide fflm 
at a high level. 

10 [0057] The present invention provides a process for generating moisture for use in semiconductor manufacturing 
which can significantly reduce the consumption of oxygen while ensuring safety at the time of shutting down the reactor, 
thus resulting in a substantial saving of oxygen. 

[0058] The present invention provides a process for generating moisture for use in semiconductor manufacturing 
which prevents the mixture gas of hydrogen and oxygen from undergoing combustion at a higher temperature and, 
is under safe conditions, generates moisture for use in semiconductor manufacturing. 

[0059] The present invention provides a process for generating moisture for use in semiconductor manufacturing 
which minimizes the peeling off and deterioration in catalytic performance of the platinum-coated catalyst layer formed 
on the inside wall of the interior space of the reactor, thus substantially lengthening the life of the platinum-coated cat- 
alyst layer. 

20 

Claims 

1 . In a process for generating moisture for use in semiconductor manufacturing, said process comprising the steps of 
feeding hydrogen and oxygen into a reactor provided with a platinum-coated catalyst layer on an interior wall 

25 thereof, said catalyst layer enhancing the reactivity of hydrogen and oxygen by catalytic action and allowing the 
reactivity-enhanced hydrogen and oxygen to react instantaneously at a temperature below the ignition point to pro- 
duce moisture without undergoing combustion at high temperature, the improvement which comprises feeding 
hydrogen into said reactor after the commencement of the feeding of oxygen into said reactor at the time of starting 
up the moisture generating operation. 

30 

2. The process for generating moisture for use in semiconductor manufacturing as defined in claim 1 , wherein the 
feeding of hydrogen into the reactor commences at least one second after the commencement of the feeding of 
oxygen thereinto. 

35 3. The process for generating moisture for use in semiconductor manufacturing as defined in claim t or claim 2, 
wherein the feeding of hydrogen into the reactor commences from one second to two seconds after the commence- 
ment of the feeding of oxygen thereinto. 

4. In a process for generating moisture for use in semiconductor manufacturing, said process comprising the steps of 
40 feeding hydrogen and oxygen into a reactor provided with a platinum-coated catalyst layer on an interior wall 

thereof, said catalyst layer enhancing the reactivity of hydrogen and oxygen by catalytic action and allowing the 
reactivity-enhanced hydrogen and oxygen to react instantaneously at a temperature below the ignition point to pro- 
duce moisture without undergoing combustion at high temperature, the improvement which comprises suspending 
the feeding of hydrogen into said reactor prior to suspending the feeding of oxygen into said reactor at the time of 
45 terminating the moisture generating operation. 

5. The process for generating moisture for use in semiconductor manufacturing as defined in claim 4, wherein the 
feeding of hydrogen into the reactor is suspended at least two seconds before the suspension of the feeding of oxy- 
gen thereinto 

50 

6. The process for generating moisture for use in semiconductor manufacturing as defined in claim 1 or claim 4, 
wherein the reactor is maintained at a temperature not greater than 500°C. 

7. The process for generating moisture for use in semiconductor manufacturing as def ined in claim 1 or claim 4, 
55 wherein the reactor is made of stainless steel and wherein the platinum-coated catalyst layer is made up of a plat- 
inum coat fixed on a barrier coat of nitride formed on an inside wall of the interior space of the reactor. 
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FIG. 2 
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FIG. 4 
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FIG. 5 
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FIG. 6 
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FIG. 7 
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FIG. 8 
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FIG. 9 
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FIG. 11 
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FIG. 12 
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